Hypericum sampsonii Hance (Clusiaceae) is a folk medicine used in Taiwan to treat blood stasis, relieve swelling, and as an anti-hepatitis drug. Two new polyprenylated phloroglucinol derivatives, hypersampsone R (1) and hypersampsone S (2), and a known prenylated benzophenone, hyperibone K (3) were isolated from the aerial parts of H. sampsonii. Their structures were determined by extensive 1D and 2D NMR, and MS spectral analyses.
Introduction
Hypericum sampsonii Hance (Guttiferae) is a folk herbal medicine used in Taiwan for treating blood stasis, to relieve swelling, and as an anti-hepatitic drug [1] . Due to not only the biological activities, but also the structural diversity, the chemical constituents of Hypericum species have attracted much attention, and different kinds of compounds such as xanthones [2] [3] [4] [5] , benzophenones [5, 6] , bisanthraquinones [6, 7] , and polyprenylated phloroglucinols [8] [9] [10] [11] [12] [13] [14] [15] [16] have been isolated. A continuing chemical investigation on the secondary metabolites of this plant resulted in the isolation of a new OPEN ACCESS ring-opened polyprenylated benzophenone, hypersampsone R (1) and a new polyprenylated phloroglucinol, hypersampsone S (2) (Figure 1 ), as well as a known polyprenylated benzophenone, hyperibone K (3) (Figure 2 ). This paper describes the structural elucidation of compounds 1 and 2. 
Results and Discussion
The ethanol extract of the air-dried aerial parts of H. sampsonii was successively partitioned with ethyl acetate (EtOAc) and n-butanol (n-BuOH) to give EtOAc, n-BuOH and H2O fractions. The EtOAc soluble partition enriched in polyprenylated phloroglucinols was subjected to silica gel and RP-18 column chromatography in combination with preparative silica-gel HPLC to yield two new compounds 1 and 2, together with a known compound 3.
Hypersamsone R (1) [17] suggested that their structures were closely related, except that the C3,C4-double bond, 3-hydroxy group, and the lack of carbonyl group between C-4 and C-6 of 1 replaced the C3,C4-single bond and 3-oxo group of hyperibone K (3) [17] . This was supported by HMBC correlations (Figure 3 [18] suggested that their structures were closely related, except that 2-isobutyryl and 13β-isoprenyl groups of 2 replaced 2-benzoyl and 13α-isoprenyl groups of hypersampsone L (2a, Figure 4 ) [18] . This was supported by HMBC correlations ( Figure 5 ) between H-15 (δH 4.97) and C-13 (δC 58.1); between H-20 (δH 4.99) and C-6 (δC 69.2); and between H-30 (δH 2.45) and C-2 (δC 88.8). The NOESY cross-peaks ( Figure 5 ) between Hα-4/ Hα-13, Hα-13/Me(11), H-32/Me(11), H-7/Me(10), H-7/H-14, H-7/H-19, suggested that Hα-4, Hα-13, Me (11), and the 2-isobutyryl groups are α-oriented, and 6-geranyl, Me(10), and 13-isoprenyl groups are β-oriented. On the basis of the evidence above, the structure of hypersamsone S was elucidated as 2, which was further substantiated through 2D-experiments, including HMQC, 
Experimental Section

General Experimental Procedures
Optical rotations were measured using a Jasco P-2000 polarimeter in CHCl3. Infrared (IR) spectra (KBr) were recorded on a Nicolet Avatar 320 FT-IR spectrophotometer. Nuclear magnetic resonance (NMR) spectra, including correlation spectroscopy (COSY), nuclear Overhauser effect spectroscopy (NOESY), heteronuclear multiple-bond correlation (HMBC), and heteronuclear multiple quantum coherence (HMQC) experiments, were acquired using a Varian Inova 500 spectrometer operating at 500 MHz ( 1 H) and 125 MHz ( 13 C), respectively, with chemical shifts given in ppm (δ) using CDCl3 as solvent. Chemical shifts were referenced to the residual solvent peaks (δH 7.24 and δC 77.0). Mass spectra (EIMS and HREIMS) were recorded on a Finnigan LCQ and JEOL Finnigan MAT 95S Mass Spectrometer, respectively. Column chromatography was performed using silica gel (70-230 mesh, Merck, Darmstadt, Germany) and Sephadex TM LH-20 (Amersham Biosciences, Uppsala, Sweden). Preparative HPLC was conducted using a L-2130 pump (Hitachi, Tokyo, Japan) anda LiChrosorb Si-60 column (Merck).
Plant Material
The aerial parts of Hypericum sampsonii Hance were collected from Chia-Yi county in June 2007. The plant was identified by Mr. Jun-Chih Ou, former associate research fellow of National Research Institute of Chinese Medicine, and compared with a voucher specimen which was deposited in the Herbarium of the Institute of Ecology and Evolutionary Biology, National Taiwan University, Taipei, Taiwan (No.077152). 
Extraction and Isolation
The dried aerial parts of H. sampsonii (12.0 kg) were extracted overnight with 95% ethanol (EtOH) at 60 °C three times (80 L each). The EtOH extracts were concentrated under reduced pressure, and the residue (215 g) was partitioned successively with ethyl acetate (EtOAc) and n-butanol (BuOH), respectively. The EtOAc fraction (103 g) was subjected to silica gel column chromatography (8 × 80 cm) and eluted with a EtOAc/hexane gradient. Fractions of 10%-15% EtOAc eluate were collected and rechromatographed over silica gel and RP-18 (MeOH) columns in combination with silica-gel preparative HPLC (15% or 20% EtOAc/Hex) to give hypersampsone R (1) (15 mg), hypersampsone S (2) (12 mg), and hyperibone K (3) (25 mg). 
Conclusions
Three compounds, including two new compounds 1 and 2, were isolated from the aerial parts of H. sampsonii. The structures of these compounds were established on the basis of spectroscopic data. The discovery of new compounds from the genus Hypericum may not only provide more spectroscopic data about these isolates, but may also contribute to enhancing our understanding of the taxonomy and evolution of the genus Hypericum.
